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学位論文内容の要旨
Thesynthesisof71alkyl13H-azepineswasselectivelyobtainedfromthereactionofbulkyorthosubstituenton
o-alkylnitrobenzenebytheactionofBu3Pinthepresenceofalcohols,althoughtheformationof3-alkyl13H-azeplne
isomerscanbeexpected.Moreover,血emorebulkythealcoholsmediaused,themoreselectivetheazeplneSWere
supportthehypothesisfortheintermediatestructureinvolvedforthefinalreactionproductformation.Theadditionof
alcoholstodehydroazeplneSmoothlyoccurredtoC-Nbondofdehydroazeplneintermediate,withouttheinterferenceof
thebulkyalkylgroupintheCl3positiontogivestheselective7-alkyl13H-azepinesIHowever,anequalopportunitywas
obseⅣedwhenthesmalorthoalkylgroupandノor血esmalalcoholmediaappliedinthereactiona氏)rd也eequalratio
of71and3-alkyl-3H･azepinederivatives.
Unprecedentedtemperaturedependentreactiontothefbmationof3〟-azeplneSWasalsoreported.Thereactionof
0-methylphenylnitreneinthepresenceofalcoholandaminewasexpectedtoglVeisomericpalrOf3land
71methyl-3H-azeplnederivatives･However,theformationratiobetweentheseisomersfoundtobeobviouslyinnuenced
bythereactiontemperature,thatis,reactionatI50=JCgave7lmethyl-3H-azeplnederivative,butitbecameaminorone
underat70LJCinbothmedia･Theratiobetween3-and71methylderivativeisexplainedbyaschemeofkineticand
thermOdynamiccontroledproductsdistributionkom 0-methylphenylnitreneto3-and71methyldehydroazeplne
intermediateswhicharetrappedbynucleophilicmediatoglVe3-and71methyl-3H-azeplnederivatives.
Incontinuationwiththestudyonefectofreactiontemperatureintheformationof3H-azeplneS,thereactionof
o-isopropylphenylnitreneinthepresenceofdiethylaminewassuspectednotonlygavethe3H-azeplneSbutalsothe
generationOfisomericstructureofunknown productC13H22N2･Thisproductcanbeenvisagedtorisebythewayofthe
elusiveofo-alkylphenylnitrenebyotherplausiblemodesofformation.Undertheintensivestructuredeterminationby
lH,13cNMR,IR,UV-visandESIMassspectrometry,thestructureofthisnovelcompoundiscyclopentenecarbonitrile
derivatives･TheweakstretchingofC=NwasclearlydetectedintheIRspectrum･Moreover,theX-Raycrystalstructure
leavesnodoubtforthestructureidentifcationsuggeststhemoststablegeometryoftheobtainedcarbonitrilederivatives.
論文幸査結果の要旨
申請者により, 0-置換フェニルナイトレンの反応において,生成物分布に影響を与える置換基効果,
ならびに温度効果に関する実験結果とそれらに関する考察についての発表 (40分)がなされた｡フェ
ニルナイトレンの分子内環拡大反応による3H-アゼピン合成反応において,見出された置換基効果およ
び温度効果は新規な知見であり,これらの知見に関する充分な考察もなされていたO発表後,質疑応答
(20分)により発表内容や研究成果に関する吟味をおこない,博士論文として相応しいことが確認さ
れたOさらに,ここで発表された研究成果はUnprecedentedTemperatureDependentFormationof3-and
7-Methyl3H-azepineDerivativesbytheReactionofo-Nitrotoluenewith TributylphosphineinNucleophilic
Media,SitiMarivahUlfh.HidekiOkamoto,KyosukeSatake,Chem.Left.2012,L'npress.およびstericEfecton
theFormationof3H-azepineDerivatives舟omoIAlkylphenylnitreneandAlcoholasaNucleophilicMedia,呈出
MariyahUlfa.HidekiOkamoto,KyosukeSatake,HeEeroqJCles2011,83,1259-1265に二報の論文として公表
されているO以上の点を考慮して審議した結果,申請者sitiMariyahUlfaは出席者全員一致で博士 (哩
学)の学位を与えるに相応しいと判断された｡
